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Starting Materials. The Boc-Cys(Mob)-CM resin, Boc-DCys(Mob)-CM, Boc-D/ L-Ncy(Mob)-CM resin and Boc-Lys(2-Cl-Z)-CM resin with a capacity of 0.3-0.5 mequiv/g was obtained according to published procedures. 50 All N α -tert-butoxycarbonyl (BOC) protected amino acids with side chain protection were purchased from Bachem Inc. (Torrance, CA), Chem-Impex Intl. (Wood Dale, IL), Novabiochem (San Diego, CA) or Reanal (Budapest, Hungary). The side chain protecting groups were as follows: Cys(Mob), Lys(2-Cl-Z), and Thr(Bzl). Boc-D/L-Ncy(Mob)-OH was synthesized by a modified procedure reported for the synthesis of ∝-isopropylthiohyppuric acid by Zoller et al. 51 in our laboratory. In short, refluxing tert-butyl carbamate and glyoxylic acid monohydrate in acetone yielded
∝-hydroxy intermediate which was immediately reacted with 4-methoxybenzylmercaptan (Mob) under
Dean-Stark conditions to give the racemic Boc-D/LNcy(Mob)-OH in a 75% yield. 34 To resolve the racemic Boc-D/LNcy(Mob)-OH, first it was converted to Boc-D/LNcy(Mob)-OMe by trimethylsilyldiazomethane, then it was hydrolyzed with Papain 52-54 in a phosphate buffer (pH 6.2) containing 60% acetonitrile at 25 °C. After 24 h, the reaction mixture contained 50% methyl ester and 50% acid according to HPLC. A simple workup and one purification gave Boc-Ncy(Mob)-OH in 90% yield with respect to the L-isomer. The enantiomeric excess was found to be greater than 98% according to chiral HPLC. 34, 55 Boc-Hcy-(Mob)-OH and Boc-DHcy-(Mob)-OH were also synthesized in our laboratory. In short: To the stirred mixture of methionine (0.4 mol) in cc. HCl (300 mL), benzylchloride (0.4 mol) was added and refluxed overnight. It was cooled and extracted with diethylether, the aqueous phase was evaporated to dryness; then was dissolved in hot water and neutralized to pH 4.7 with NH 4 OH. The precipitate was collected by filtration and dried, yielding Sbenzyl-Hcy (0.25 mol; 58%). S-benzyl-Hcy (0.13 mol) was dissolved in liquid NH 3 (500 mL) and treated with Na (7.4 g) in pieces untill the blue color lasted for 10 min. 4-methoxy-benzylchloride (25.4 g) was added to the mixture and reacted by stirring overnight. After acidification to pH 5.5, the precipitate was collected resulting in S-methoxy-benzyl-Hcy (0.1 mol; 77%). The Boc derivative was prepared with Boc 2 O, after workup, the product was an oil, which crystallized upon storage, 0.08 mol Table 1) . 
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